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(g) Process for preparing low molecular weight polymers. 

(57) A process for preparing polymers having molecular weights below 5,000 and polydispersity below 2.5 
is provided. The polymerization is conducted in super critical carbo n dioxide at temperatures of at least 
200°C and pressures above 3,500_p^LJ3Te_£rocess car? be contiguous, "semi-continuous, or oaten. The 
polymers ar&HSgfuf as detergent additives, scale inhibitors, dispersants and crystal growth modifiers. 
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This invention relates to processes for the production of low molecular weight polymers, particularly poly- 
mers having weight averag molecularweights(Mw)b low about 5,000 and pr ferably having a polydisp rsity 
(ratio of the weight average molecular w ight to th number average molecular weight (M„)) of below 2.5. 
Low molecular w ight polymers are known to be useful det rgentadditiv s, anti-r deposition agents, hard 
5 surface cl aners, seal inhibitors, pigm nt dispersants, water treatment additives and the like. However, pro- 
duction of very low molecular weight polymers of certain monomers, especially acrylic acid, has proven to be 
a difficult task. 

In certain applications, such as detergent additives, it is becoming increasingly important that the polymers 
are biodegradable. It is known thatbiodegradability increases as molecular weight decreases. Therefore, proc- 
10 esses which produce very low molecular weight polymers may provide routes to biodegradable polymer prod- 
ucts. 

In other applications, such as water treatment, it is particularly important that the polymer product have 
a narrow molecular weight distribution, i.e., low polydispersity. Polydispersity rises rapidly as the high molec- 
ular weight fraction of the polymer mixture increases. In many processes designed to produce low molecular 

15 weight polymers, high molecular weight fractions are observed because there is insufficient control over chain- 
chain coupling and branching. These high molecular weight fractions tend to dominate the viscosity charac- 
teristics of the polymer product and can detract from the polymer performance. Other processes designed to 
produce low molecular weight polymers result in the formation of excessive amounts of dimers and trimers 
which can also detract from the polymer performance. These by-products do not have as much of an effect 

20 on the viscosity characteristics of the polymer mixture; however, they do affect the number average molecular 
weight such that the number average molecular weight may give a false indication of the polymer properties. 

In addition to chain-chain coupling and branching, processes for producing low molecular weight polymer 
products tend to have high polydispersities resulting from the methods used to reduce the residual monomer 
content of the polymer product. Standard methods of reducing the residual monomer content of the polymer 

25 mixture include post- polymerization with additional initiator, extended holds at elevated temperatures and use 
of comonomeric scavengers. All of these methods will broaden the molecular weight distribution. Unless the 
polymer mixture has a sufficiently low polydispersity to begin with, the methods used to reduce residual mono- 
mer content will raise polydispersity of the product to an unacceptable level. 

The art has long sought an inexpensive, efficient and environmentally sound way to produce low molecular 

30 weight polymers having a low polydispersity. 

One method of achieving low molecular weight polymers is through the use of efficient chain transfer 
agents, but this approach has several drawbacks. This approach incorporates the structure of the chain trans- 
fer agent into the polymer chain. This can be undesirable since that structure will have an increasing effect 
on the properties of the polymer as molecular weight decreases. Furthermore, the chain transfer agents com- 

35 monly employed are mercaptans. These materials are expensive and have objectionable odors associated with 
their presence. Ot her common chain transfer agents are hypophosphites, bisulf ites, metabisulf ite and alcohols. 
These also add to the cost of the process, impart functionality to the polymer, can introduce salts into the prod- 
uct, and may necessitate a product separation step, 

Another way of lowering the molecular weight of the polymers produced is by increasing the amount of 

40 initiator. This approach adds considerably to the cost of production and may result in polymer chain degradation, 
crosslinking, and high levels of unreacted initiator remaining in the product In addition, high levels of initiator 
may also result in high levels of salt by-products in the polymer mixture which is known to be detrimental to 
performance in many applications. The same is true for chain stopping agents such as bisulfite and sodium 
metabisulfite. 

45 High levels of metal ions together with high levels of initiator have also been tried as a means for controlling 

molecular weight. This method is taught in US 4,314 ; 044 where the ratio of initiator to metal ion is from about 
10:1 to about 150:1 and the initiator is present from about 0.5 to. about 35 percent based on the total weight 
of the monomers. Such an approach is unsuitable for some products, such as water treatment polymers, which 
can not tolerate metal ion contaminants in the polymer product. In addition, the product is usually discolored 

so due to the presence of the metal ions. 

One economical approach to the production of low molecular weight polymers has been by continuous 
processes. The continuous processes previously known are either bulk processes, or non-aqueous solvent 
process s. The problem with bulk process s is the loss of control of molecular weight in the abs nceofeffici nt 
chain transfer agents. Non-aqueous solvent processes also hav the problem of increased cost due to th raw 

55 materials, solvent handling equipment and product separation. 

US 3,522,228 discloses the polymerization of vinyl monom rs in liquid carbon dioxide at temperatures of 
from -78 to +100°C. Vinyl monomers includ ethylen halide; styrene and its substituted compounds; acrylic 
acid, vinyl acetate and their derivatives; m thacrylic acid, and th ir esters, vinylest r; and compounds con- 
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taining vinyl groups, such as vinyl ether. An exampl of the polymerization of acrylic acid in carbon dioxid at 
20°C for 1 5 hours produced a polymer having a molecular weight of 480,000. 

CA 1^262,995 discloses fre -radical polymerization in supercritical carbon dioxide at temperatures of from 
about 31-1 50°C. It is disclosed that homopolymers of N-vinylcarboxamide, water-soluble esters of ethylenically 
5 unsaturated carboxylic acids, N-vinyllactam, N-vinylimidazole and N-vinylimidazoline, or copolymers of N-vi- 
nylformamide with N-vinyfpyrrolidone or vinyl acetate can be produced in this manner. 

CA 1,274,942 discloses homopolymerization of monoethylenically unsaturated C3-C5 carboxylic acids in 
supercritical carbon dioxide. It is disclosed that high temperatures may result in some degree of decomposition 
and crosslinking, rendering the polymer insoluble in solvents, and it is therefore preferred to control the tern- 
10 perature at a maximum of 140°C and preferably a maximum of 85°C and, in general, the pressure should not 
exceed 4500 psi. Example 1 of CA 1,274,942 discloses the polymerization of acrylic acid conducted in super- 
critical carbon dioxide at 80°C wherein an exotherrn brought the temperature of the reaction mixture to 1 46°C. 
CA 1,274,942 further noted that the exotherrn temperature of Example 1 exceeded the maximum set forth 
above, and that the product showed signs of deterioration. 
15 EP 301 532A discloses polymerizations in supercritical carbon dioxide to produce crosslinked acrylic poly- 

mers. These polymers are disclosed as being useful as thickening agents and are prepared in about 2 to about 
24 hours at temperatures'of from about 25°C to about 125°C. 

It is an object of the present invention to provide a process for the production of iow moiecuiar weight poiy- 
mers. Accordingly the invention provides a process for preparing polymers having weight average molecular 
20 weights below 5,000 comprising: 

(a) forming a reaction mixture of one or more polymerizable monomers and a free-radical initiator in su- 
percritical carbon dioxide, at a temperature of at least 200°C, and a pressure of at least 24 MPa, wherein 
said monomers are present in the reaction mixture at level of below 20 percent by weight of the supercritical 
carbon dioxide; and 

25 (b) maintaining the reaction mixture at said temperature and pressure conditions to form a polymer product. 

A supercritical fluid exists as a form of matter in which its liquid and gaseous states are indistinguishable 
from one another. The critical temperature of the fluid is the temperature above which that fluid cannot be liq- 
uified by an increase in pressure. The critical pressure of a fluid is the pressure of the fluid ^t its critical tem- 
perature. According to J.A. Hyatt, J. Org. Cne/n. 49 (1984), 5097-5101, carbon dioxide is a supercritical fluid 
30 when its temperature exceeds 31 °C and the pressure exceeds 73 atmospheres (approximately 1070 pounds 
per square inch, or 7.4 MPa). 

The process of the present invention is conducted in supercritical carbon dioxide at temperatures above 
200°C. The polymer products of polymerizations conducted in supercriticial carbon dioxide at temperatures be- 
low 200°C have increased molecular weight and polydispersity. The upper limit of temperature for the process 
35 of the present invention is dependent upon the capability of the reactor and the ceiling temperature of the poly- 
mer formed. In general, it is preferred to conduct the polymerizations at a temperature of from about 250°C to 
about 450°C, more preferably from 300 to 400 6 C. 

The process of the present invention is conducted at pressures above about 3,500psi (24 MPa). in general, 
it is preferred to conduct the polymerization at from about 4,000 to about 10,000 psi (27-69 MPa), and more 
40 preferably at from about 4,200 to about 7,000 psi (29-48 MPa). 

The present invention provides a process which does not require the use of organic solvent, nor efficient 
chain transfer agents as a means of controlling the molecular weight of the resulting polymers. The solvent 
employed js not flammable or toxic, is relatively inexpensive and is easily removed from the polymer product. 
One class of monomers suitable for the present invention are (C^-CeJmonoethylenically unsaturated mono- 
45 carboxylic acids. The (C 3 -C 6 )monoethylenically unsaturated monocarboxylic acids include acrylic acid (AA), 
methacrylic acid, crotonic acid, vinylacetic acid, maleamic acid, fumaramic acid and acryloxypropionic acid. 
Acrylic acid and methacrylic acid are preferred monoethylenically unsaturated monocarboxylic acid mono- 
mers. 

Another class of monomers suitable for the present invention are (C 4 -C 6 )monoethylenicaHy unsaturated 
so dicarboxylic acids and the anhydrides of the cis-dicarboxylic acids. Suitable examples include maleic acid, 
maleic anhydride, itaconic acid, mesaconic acid, fumaric acid and citraconic acid. Maleic anhydride and itaconic 
acid are preferred monoethylenically unsaturated dicarboxylic acid monomers. 

Other polymerizable monomers suitable for the present invention are monoethylenically unsaturated car- 
boxyl-fre monomers such as alkyl esters of acrylic or methacrylic acids including methyl acrylate, ethyl ac- 
55 rylate, butyl acrylate, methyl methacrylat , ethyl m t h acrylate, butyl m thacrylat and isobutyl methacrylate; 
riydrpxyalkyl esters of acrylic or methacrylic acids including hydroxyet hyl acrylate, hydroxypropyl acrylat , hy- 
droxy thyt methacrylate, and hydroxypropyl methacrylate; acrylamide, methacrylamid , N-tertiarybutylacry- 
lamid , N-methylacrylamide, N,N-dimethylacryl amide; acrylonitrile, methacrylonitrile, ally! alcohol, ajlylsulfon- 
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ic acid, anylphosphonic acid, vinylphosphonic acid, dimethylaminoethyl acryiate, dimethylaminoethyl metha- 
cryiate, phosphb thyl methacrylate, N-vinylpyrrolidone, N-vinylformamide, N-vinylimidazole, vinyl acetate, 
styrene, styr nesulfonic acid, vinyisulfonic acid, and 2-acrylamido-2-m thyipropanesulfonic acid. 

The monom rs may be used in th ir pur form, or they may be diluted with a solvent such as water or 

5 inert organic solv nts. Preferably, monomers are used in their pure form. It is also preferr d that acid mono- 
mers be used in their acid form rather than in the form of the alkali metal or ammonium salts of the acid because 
the salts are less soluble in carbon dioxide. The polymer products, however, are often particularly useful in 
their partially or completely neutralized form. Suitable bases useful for neutralizing the polymer products in- 
clude sodium hydroxide, ammonium hydroxide, and potassium hydroxide. 

10 The combination of the one or more polymerizable monomers and the supercritical carbon dioxide is re- 
ferred to as the polymerization mixture. The one or more polymerizable monomers are present in the reaction 
mixture at level of below 20 percent by weight of the supercritical carbon dioxide, preferably below 1 5 percent 
by weight. 

The following discussion is offered as a theory as to why the amount of the polymerizable monomers 

15 should be limited in the reaction mixture. The process of the present invention is not intended to be limited by 
the theory. It is believed that the level of the polymerizable monomers in the polymerization mixture should 
not exceed the maximum level at which the monomers form a single phase with the supercritical carbon dioxide 
at the temperature and pressure of the reaction. In other words, the level should not exceed that at which the 
monomers are soluble in the supercritical carbon dioxide. An excess of the polymerizable monomers beyond 

20 the solubility limits in the supercritical carbon dioxide may result in high molecular weight polymer gel formation 
and an increase in the polydispersity (D) of the resulting polymer product. The solubility of monomers in su- 
percritical carbon dioxide will be affected by the reaction conditions; it increases as pressure increases and 
decreases as temperature increases. For example, the solubility of acrylic acid in supercritical carbon dioxide 
at 250°C and 4,000 psi (27.6 MPa) is less than 20 percent by weight. 

25 Suitable initiators for the process of the present invention are those free-radical initiators which have a 
half-life of at least 0.1 seconds, preferably at least 0.2 seconds, at the polymerization temperature. These high- 
temperature initiators include, but are not limited to, hydrogen peroxide, certain alkyl hydroperoxides, dialkyl 
peroxides, peresters, percarbonates, and ketone peroxides. Specific examples of some suitable initiators in- 
clude hydrogen peroxide, oxygen, t-butyl hydroperoxide, di-tertiary butyl peroxide, pnmenthane hydroperox- 

30 ide, pinane hydroperoxide, cumene hydroperoxide, tertiary-amyl hydroperoxide and methylethyl ketone per- 
oxide. The preferred initiator is t-butyl hydroperoxide (t-BHP). The initiators are normally used in amounts of 
from about 0.05 percent to about 20 percent based on the weight of total polymerizable monomer. A preferred 
range is from about 0.5 to about 15 percent by weight of the total polymerizable monomer. It is preferred that 
the initiators are liquids or gases so that they are more easily pumped into the reaction mixture. If necessary, 

35 initiators may be dissolved in a suitable solvent, such as water, an inert organic solvent or combinations thereof. 
The processes of the present invention can be run as batch, semi-continuous or continuous processes. A 
batch process is one where the initiator is added as quickly as possible to the reactor containing the super- 
critical carbon dioxide at the reaction temperature. The one or more monomers may be added at the same 
time as the initiator or may be present in the reactor at the time of addition of the initiator or a combination 

40 thereof. The one or more monomers and initiator may be combined prior to addition to the reactor, or they may 
be added to the reactor as separate addition streams. 

A semi-continuous process is one where the initiator is metered into the reactor containing the supercritical 
carbon dioxide at the reaction temperature over a period of time. The one or more monomers may be metered 
into the reactor along with the initiator, ormay be present in the reactor at the time of addition of the initiator 

45 or a combination thereof. The period of time over which the initiator and one or more monomers can be metered 
into. the reactor is from about 1 minute to about 10 hours, preferably from about 10 minutes to about 5 hours. 
In a semi-continuous process, it is preferred that the initiator and one or more monomers be metered into the 
reactor as separate streams and at constant rates throughout the addition, i.e. linearly. A semi-continuous proc- 
ess allows for greater productivity from the reactor. Although the instantaneous monomer concentration should 

50 not exceed the solubility limit of the monomer in the supercritical carbon dioxide, the total amount of monomer 
introduced into the reactor over time may be greater than that which can be added in a batch process. 

A continuous process is one where the initiator, one or more monomers and supercritical carbon dioxide 
ar continuously metered into the reactor containing the supercritical carbon dioxide at th reaction tempera- 
ture whil simultaneously r moving polymer product from the reactor. A continuous proc ss also allows for 

55 greater productivity from th reactor com par d to a batch or semi-continuous process. 

After the polymerization mixture is formed, the elevated temperature must be maintain d for a sufficient 
period of time to form polym r product. In a batch or semi-continuous proc ss, this is r ferred to as the "hold 
time" and in a continuous process this is referred to as th "residence time." Th hold time or residence time 
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is at least as long as one half-lif of the initiator. Preferably, the hold time or residenc time is from about 2 to 
about 1 00 half-lives of the initiator. 

The process of the present invention generally results in less than 1 00 percent conversion of the monomers 
(based on the total weight of polymerizable monomer) into polym r product Howev r, no det ctable residual 

5 monomer is present in th polym r product. Following th polymerization in a batch or semi-continuous proc- 
ess, the reactor is vented to atmospheric pressure, or flushed with an inert liquid, gas or supercritical fluid, to 
reduce the temperature and pressure of the reactor. Venting or flushing the reactor in this manner also effec- 
tuates a purification of the polymer product. The effluent from the reactor contains all the unreacted monomer 
because the unreacted monomer is soluble in the supercritical carbon dioxide. After the effluent mixture of 

10 carbon dioxide and unreacted monomer are vented or flushed from the reactor, the effluent mixture can be 
further cooled and separated, and one or more of the components can be recycled. In a continuous process, 
the venting or flushing of the polymer product takes place in one or more downstream reactors or containment 
vessels. Preferably, supercritical carbon dioxide at a temperature and pressure below that of the polymerization 
temperature and pressure is used to flush the reactor after the polymerization. 

15 The process can produce polymer products having high purity, low molecular weight, and narrow polydis- 
persity. The process of the present invention is effective in producing low.molecular weight polymers without 
resorting to other techniques previously known; for example, the use of chain transfer agents, metal ions or 
chain stepping agents. If dscirsd, however, those techniques can be incorporated into the process of the pres- 
ent invention. Furthermore, the process results in products which do not require the removal of water or organic 

20 solvents. The process of the present invention can be used to produce polymers having weight average mo- 
lecular weights below 5,000. In one embodiment of the present invention, polymer products are produced hav- 
ing weight average molecular weights below 1 ,000. The polydispersities of the polymer products are preferably 
below about 2.5, and more preferably below about 2.0. 

25 EXPERIMENTAL PROCEDURE 

A 300 millilitre autoclave equipped with a mechanical stirrer, temperature probe, heating jacket and inlet 
ports for monomer, carbon dioxide, and initiator, was sealed and purged three times with carbon dioxide at a 
pressure of below 2 atmospheres. With the stirrer on, the autoclave was then heated to within 10 degrees 

30 Celsius of the polymerization temperature. Additional carbon dioxide was pumped into the autoclave to adjust 
the internal pressure to within 500 psi of the desired polymerization pressure. The monomer was then pumped 
into the autoclave. The temperature and pressure were adjusted to the desired polymerization conditions. The 
initiator was then flushed into the autoclave with carbon dioxide as a carrier. The contents of the autoclave 
were maintained at the polymerization temperature and pressure for a predetermined amount of time. After 

35 the polymerization was complete, the autoclave was flushed with carbon dioxide at a pressure of about 500 
psi (3.4 MPa) below the polymerization pressure at a rate of approximately 5 litres/minute (as measured at stan- 
dard temperature and pressure) for 1 to 2 hours while venting the autoclave to a pressure let-down valve where 
unreacted monomer was separated from the carbon dioxide. The carbon dioxide was vented to atmospheric 
pressure. 

40 Tables I, II and III, below, show data for several experiments run in the manner described above. The mo- 

lecular weights reported in Tables I and II were measured by aqueous gel permeation chromatography using 
. a Progel™ TSK GMPWXL GEL column, (purchased from Supelco, Inc., Bellefonte, PA) with dimensions of 30 
centimetres by 7.8 millimetres, against a poly(acrylic acid) standard having a weight average molecular weight 
of 4,500 (Progel is a trademark of TosoH Corp.). The molecular weights reported in Table III were measured 

45 by aqueous gel permeation chromatography using a Progel™TSKG3000 PWXL GEL column, (purchased from 
Supelco, Inc., Bellefonte, PA) with dimensions of 30 centimetres by 7.8 millimetres, against a poiy(acryiic acid) 
standard having a weight average molecular weight of 1 ,000. The hold times for the experiments in Table I were 
6 hours unless otherwise indicated. The hold times for the experiments in Tables II and III were 10 minutes or 
less. The initiator (Init.) used in all the experiments was commercial grade t-BHP ( t-BHP, 90 percent by 

50 weight/water, 5 percent by weight/t-butyl alcohol, 5 percent by weight) unless otherwise indicated. 
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TABLE I 



ample 


AA 

i&i 


Init. 


Temp 


Pressure 


_Mw 


Mo 


D 






(°C) 


(psi) 








i 
i 


15 1 
I J. 1 


0 311 


85 


3,610 


380,000 


49,480 


7.68 


2 


ion 


0 20 


140 


3,368 


36,300 


6,029 


6.02 


O 


inn 


0 20 


160 


3,700 


44,900 


5350 


7.68 


A 


inn 

1 W.VJ 


0 20 


180 


3,700 


34,000 


5,440 


6.25 


o 


inn 


0 20 


160 


2,700 


79300 


7,760 


10.24 


o 


inn 


0 20 


180 


2,700 


67,200 


6380 


10.54 


7 


inn 


0 20 


220 


4,500 


2,980 


2>440 


1.22 


Q 


inn 

IU.U 


0 20 


250 


4,500 


1,830 


1,430 


1.29 


Q 


inn 

1 U.U 


0 7^ 


220 


4,500 


3,910 


2310 


1.56 


in 

1U 


inn 


U. JO* 


2^0 


4,500 


3,100 


2,270 


137 


1 1 


inn 

IU.U 


o no 


250 


4,500 


no polymer 


formation observed 


T> 

1Z 


inn 

IU.U 


n 9h 
u.^u 


250 


4,500 


2,630 


2,110 


1.25 


\o 


inn 

IU.U 


n do 

U-4U 


250 


4,500 


2,310 


1,910 


1.21 


14 


1 n n 

IU.U 


n ?n 


250 


4,500 


2,630 


2,130 


1.24 


Id 


inn 

IU.U 


U. 1U 




4 500 


2340 


1,930 


1.21 


lo 


inn 

IU.U 


0 403 


250 


4,500 


2,740 


2,190 


1.25 


17 


10.0 


0.404 


250 


4,500 


2,610 


2,280 


1.15 


18. 


10.0 


0.60 


250 


4,500 


2,420 


2,180 


1.11 


19 


10.0 


0.505 


250 


4300 


6>010 


3,090 


1.95 


20 


5.0 


0.30 


250 


3,500 


1310 


1,020 


1.48 


21 


5.0 


0.30 . 


250 


4300 


1,540 


1,210 


1.27 


226 


30.0 


1-75 


250 


3,500- 


3,110 


2,600 


1.20 


236 


30.0 


1.75 


250 


3300 


3,730 


3,090 


1.21 


247 


30.0 


1.75 


140 


3,500 


46,500 


8,260 


5.63 



TABLE II 



cample 


AA 


Init. 


Temp 


Pressure 


_Mw 




, _D 






(ZQ 


(psi) 






1.08 


25 


7.0 


0.30 


270 


4,500 


2,140 


1,980 


26 


10.0 


0.30 


270 . 


4300 


2,190 


2,020 


1.08 


27 


io.d 


0.30 


270 


4300 


2360 


2,140 


1.10' 


28 


12.0 


.0.30 


270 


. 4300 


2340 


. 2,120 


1.10 


29 


12,0 


0.60 


250 


4300 


2,650 . 


2310 


1.15 


30 


12:0 


0.30 


270 


4300 


2,060 


1,890 


1.09 


31 


12.0 


0.30 


270 


4,500 


2,190 


1,990 


1.10 


328 


20.0 


.1.19 


300 


4,700 


1340 


1,030 


1.29 


33 


10.0 


0.37 


310 


4,700 


1,450 


1,200 


1.21 


34 


10.0 


0.75 


340 


4,700 


622 


406 


1.53 



6 



i 

EP 0 590 842 A2 



TABLE HI 



25 



30 



55 





Example 


AA 
to 


InU. .. 


Temp... 


Pressure 


M w 




JS 








(°C) 


(psi) 






1.73 




358 


20.0 


1.22 


300 


4,700 


885 


511 




368 


. 20.0 


1.19 


300 


4,700 


882 


558 


1.58 


10 


37 


10.0 


0.37 


310 


4,700 


868 


493 


1.76 




38 


10.0 


0.74 


320 


. 4700 


606 


435 


1.39 




39 


10.0 


0.74 


330 


4,700 


553 


388 


1.43 




40 


10.0 


0.73 


340 


4,700 


508 


354 


1.43 




41 


10.0 


0.75 


340 


4/700 


520 


320 


1.63 


15 


42 


7.0 


0.34 


350 


4,700 


563 


403 


1.40 



1 Azo-bisisobutyronitrile was used as the initiator. 

2 0.3 grams of isopropyl alcohol-wa s a l s o artriecLalong with the initiator. ; 

3 0.2 grams of t-BHP was added initially. 0.2 grams of t-BHP was added after two hours. 
20 4 Hold time was 2 hours. 

5 a 30 percent by weight aqueous solution of hydrogen peroxide was used as the initiator. 

6 The monomer and initiator were metered into the autoclave linearly but separately over a 
period of two hours. A 1,000 millilitre autoclave was used. Hold time was three hours. 

7 The monomer and initiator were metered into the autoclave linearly but separately over a 
period of two hours. A 300 millilitre autoclave was used. Hold time was two hours. 

8 A 1,000 millilitre autoclave was used. 



The data in Tables I, II, and III show that the polymerizations conducted at temperatures above 200°C and 
pressures above 3,500,psi (24 MPa) produced polymers with weight average molecular weights below 5,000, 
with ho residual monomer detected. Example 11 shows that no polymer was formed in the absence of initiator. 
The polymerizations conducted at temperatures below 200°C and pressures at or below 3,500 psi produced 
35 polymers with weight average molecular weights above 5,000. 



Claims 

40 1. A process for preparing polymers having weight average molecular weights below 5,000, preferably below 
1000, comprising: 

(a) forming a reaction mixture of one or more polymerizable monomers and a free-radical initiator in 
supercritical carbon dioxide, at a temperature of at least 200°C, and a pressure of at least 24 MPa, 
wherein said monomers are present in the reaction mixture at a level of below 20 percent by weight of 

45 the supercritical carbon dioxide; arid 

(b) maintaining the reaction mixture at said temperature and pressure conditions to form a polymer prod- 
uct 

2. Process according to claim 1 wherein the temperature is from 250°C to 450°C, preferably from 300°C to 
so 400°C. 

3. Process according to claim 1 or 2 wherein the pressure is from 27 to 69 MPa, preferably from 29 to 48 
MPa. 



4. Process according to any preceding claim, wherein the one or mor monom rs are present in th r action 
mixture at a level of below 1 5 percent by weight of th supercritical carbon dioxide. 

5. Process according to any preceding claim wherein the initiator is present in an amount of from 0.05 to 
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20% by weight, pref rably from 0.5 to 15% by weight, of the total initial monomer c ntent. 

6. Process according to any prec ding claim wherein the one or more polymerizable monomers comprise 
acrylic acid, methacrytic acid, maleic acid, maleic anhydrid , itaconic acid, crotonic acid or fumaric acid, 
preferably acrylic acid, maleic acid or maJeic anhydrid , and most pr ferably acrylic acid. 

7. Process according to any preceding daim wherein the initiator is hydrogen peroxide, oxygen, t-butyl hy- 
droperoxide, di-tertiary butyl peroxide, tertiary-amyl hydroperoxide or methyl ethyl ketone peroxide, pre- 
ferably oxygen or t-butyl hydroperoxide. 

8. Process according to any preceding claim wherein the polymer product has a polydispersibility of less than 
2.5, and preferably less than 2.0. 

9. Process according to any preceding claim which is a batch, semi-continuous or continuous process, 
wherein the hold- or residence time is from 2 to 100 times the half-life of the initiator at the polymerization 
temperature. 

10. A detergent additive, pigment dispersant, water treatment additive or scale inhibitor comprising a polymer 
produced by a process according to any preceding claim. 



55 



8 




Europaisch s Paten tarn t 
Eur p an Patent Office 
Offic europeen d brev ts 



(Ti) Publication number : 0 590 842 A3 



EUROPEAN PATENT APPLICATION 



@ Application number : 93307425.4 
@ Date of filing : 20.09.93 



@ int. ci. 5 : C08F 2/06, C02F 1/56, 
C11D3/37 



@ Priority : 28.09,92 US 952386 

Date of publication of application : 
06.04.94 Bulletin 94/14 



(84) Designated Contracting States : 

AT BE CH DE DK ES FR GB GR IE IT U LU NL 
PT SE 

@ Date of deferred publication of search report : 
13.07.94 Bulletin 94/28 

@ Applicant: ROHM AND HAAS COMPANY 
Independence Mall West 
Philadelphia Pennsylvania 19105 (US) 

(72) Inventor : Dada, Emmanuel Abiodun 
2500 Knights Road, 
Apt 91-02 

Bensalem, Pennsylvania 19020 (US) 

Inventor : Lau, Willie 

816 Warren Road 

Ambler, Pennsylvania 19002 (US) 

Inventor : Merritt, Richard Foster 

18 Shelly Lane 

Fort Washington, Pennsylvania 19034 (US) 
Inventor : Paik, Yi Hyon 
3 Exeter Court 

Princeton, New Jersey 08540 (US) 
Inventor : Swift, Graham 
901 Cross Lane 

Blue Bell, Pennsylvania 19422 (US) 



(74) Representative : Smith, Julian Philip Howard et 
al 

Rohm and Haas (UK) Limited, 
European Operations Patent Dept, 
Lennig House, 
2 Masons Avenue 
Croydon CR9 3NB (GB) 



3 

00 



o 



(g) Process for preparing low molecular weight polymers. 

(§?) A process for preparing polymers having 
molecular weights below 5,000 and polydisper- 
sity below 2.5 is provided. The polymerization is 
conducted in supercritical carbon dioxide at 
temperatures of at least 200°C and pressures 
above 3,500 psi. The process can be continu- 
ous, semi-continuous, or batch. The polymers 
are useful as detergent additives, scale inhibi- 
tors, disp rsants and crystal growth modifiers. 
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